All manipulations were performed under aerobic conditions, using chemicals as received. Type 3Å molecular sieves were used to dry the MeCN before use. The .0 mg) were dissolved in MeCN (2.0 mL) and added to a solution of (2-1H-imidazol-2yl)pyridine (0.05 mmol, 7.30 mg) and imidazole (0.1 mmol, 6.80 mg) in MeCN (2.0 mL). The resulting blue solution was placed in several small test tubes (5.0 mL) which were filled by adding isopropanol and left to diffuse at room temperature. Dark blue crystals were grown in one day and were suitable for Xray diffraction studies. Yield: 40%. Anal. Cald. (found) for C 14 H 15 N 7 Cl 6 CuRe (1): C, 22.6 (22.9); H, 2.0 (1.9); N, 13.2 (13.3) %. IR (ATR) peaks (cm -1 ):
Preparation of 1·MeCN.
All manipulations were performed under aerobic conditions, using chemicals as received. Type 3Å molecular sieves were used to dry the MeCN before use. The (NBu 4 ) 2 [ReCl 6 ] precursor was prepared following literature procedures (see Ref. 4 in the main text). (NBu 4 ) 2 [ReCl 6 ] (0.05 mmol, 44.0 mg) and Cu(NO 3 ) 2 ·3H 2 O (0.05 mmol, 12.0 mg) were dissolved in MeCN (2.0 mL) and added to a solution of (2-1H-imidazol-2yl)pyridine (0.05 mmol, 7.30 mg) and imidazole (0.1 mmol, 6.80 mg) in MeCN (2.0 mL). The resulting blue solution was placed in several small test tubes (5.0 mL) which were filled by adding isopropanol and left to diffuse at room temperature. Dark blue crystals were grown in one day and were suitable for Xray diffraction studies. Yield: 40%. Anal. Cald. (found) for C 14 H 15 N 7 Cl 6 CuRe (1): C, 22.6 (22.9); H, 2.0 (1.9); N, 13.2 (13.3) %. IR (ATR) peaks (cm -1 ): 3259s, 3164m, 3128s, 1618w, 1578s, 1497w, 1472m, 1420w, 1295w, 1189m, 1160m, 1102m, 1084m, 1044s, 969w, 922w, 860w, 762vs, 683vs, 618s.
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Electronic Supplementary Material (ESI) for ChemComm. This journal is © The Royal Society of Chemistry 2014 Figure S1 . Three-dimensional (3D) view of one fragment of the crystal packing of 1, showing the assembly of 2D sheets through H-bonding interactions (dashed blue lines) between the -NH groups, on the Cu II ions, and the Cl -ions on adjacent Re IV ions in the neighbouring chains. Colour code: pink, Re; pale blue, Cu; green, Cl; dark blue, N; black, C. 
